Key indicators: single-crystal X-ray study; T = 300 K; mean (C-C) = 0.013 Å; R factor = 0.080; wR factor = 0.173; data-to-parameter ratio = 15.2.
Hydrogen-bond geometry (Å , ).
D-HÁ Á ÁA
D -H HÁ Á ÁA D Á Á ÁA D -HÁ Á ÁA O2-H2AÁ Á ÁO1 i 0.88 (5) 1.80 (5) 2.675 (8) 175 (9) O2-H2AÁ Á ÁN3 i 0.88 (5) 2.61 (6) 3.434 (9) 156 (8) O2-H2BÁ Á ÁO1 ii 0.89 (5) 1.91 (6) 2.770 (8) 164 (9) Symmetry codes: (i) Àx À 1 2 ; y; z À 1 2 ; (ii) Àx À 1 2 ; y þ 1; z À 1 2 .
Data collection: CrysAlis CCD (Oxford Diffraction, 2007); cell refinement: CrysAlis RED (Oxford Diffraction, 2007) ; data reduction: CrysAlis RED; program(s) used to solve structure: SHELXS97 (Sheldrick, 1997; program(s) used to refine structure: SHELXL97 (Sheldrick, 1997); molecular graphics: PLATON (Spek, 2003) and ORTEP-3 (Farrugia, 1997) ; software used to prepare material for publication: SHELXL97.
Fundamental differences between heterocyclic subunits of sodium 4-(4-chlorophenyl)-2-thiooxo-2,3-dihydrothiazole-3olate monohydrate, (I) (Fig. 1) , and the parent acid, i.e., 4(4-chlorophenyl)-3-hydroxythiazole-2(3H)-thione (Hartung et al., 1999) originate from a shortening of the N3-O3 distance from 1.379 (2) Å to 1.329 (8) Å and a lengthening of C2-S2 from 1.684 (2) Å to 1.699 (8) Å. The N3-O1 distance in (I) is closer to values reported for heterocyclic N-oxides than for thiohydroxamic acids (Hartung et al., 1996 (Hartung et al., , 1999 (Hartung et al., , 2007 . The C2-S2 bond length lies in between typical values of C-S single and double bonds (Allen et al., 1987 , Hartung et al., 1999 . The distance C2-N3 [1.33 (1) Å] in sodium salt (I) agrees with the corresponding bond length of 4(4-chlorophenyl)-3-hydroxythiazole-2(3H)-thione (Hartung et al., 1999) .
The parameters of the thiohydroxamate functional group in (I) are distinctively different from distances reported for 4(4-chlorophenyl)-3-isopropoxy-thiazole-2(3H)-thione [N3-O1 = 1.369 (3) Å, C2-S2 = 1.658 (3) Å, C2-N3 = 1.353 (3) Å] and further N-alkoxy derivatives thereof (Hartung et al., 1999) . One possible explanation for this finding is associated with a significant contribution of the N-oxidothiolato formulae for the description of ground state properties of (I) apart from the well established thione resonance formulae. Support for this argumentation comes from sodium atom positioning in the unit cell of (I). The proximity to the metal is in line with 4-(4-chlorophenyl)-2-thiooxo-2,3-dihydrothiazole-3-olate binding as monodentate S-donor ligand to sodium [Na1-S1 = 3.001 (4) Å, S2-Na1A= 2.998 (4) Å, S2-Na1B = 2.958 (4) Å, S2-Na1A = 2.961 (4) Å]. The N-oxide oxygen atom O1 forms hydrogen bonds toward the hydrate water that is attached at either side of the apex of a octahedrally distorted coordination polyhedron at sodium [N3-O1···H2 = 162.2 (3) °, O1···O2A = 2.770 (4) Å] ( Figure 2 ). O1 therefore does not participate in a chelate type of interaction with the metal atom [Na1···O1 = 3.855 (5) A].
The p-chlorophenyl substituent is characterized by two different arrangements with respect to the heterocyclic core, i.e. positive (+) and negative (-) synclinal [N3-C4-C6-C7 = ± 42 (1) °]. The sodium atom is offset from the heterocyclic plane by Na1-S2-C2-N3 = 53.9 (8) °. A pairwise +sc and -sc arrangement of 4-(4-chlorophenyl)-2-thiooxo-2,3-dihydrothiazole-3-olate entities in the equatorial plane in association with a non linearity of the O2-Na1-O2A axis supplementary materials sup-2 Experimental Sodium hydroxide (40.0 mg, 1.00 mmol, 1 equiv) was added to a solution of 4-(4-chlorphenyl)-3-hydroxythiazol-2(3H)thione (244 mg, 1.00 mmol) in CH 3 OH (5 ml) at 294 K. The reaction mixture was stirred at this temperature for 1.5 h.
The volatiles were subsequently removed to afford a yellowish powder. The material was freeze-dried and subsequently
Yellowish prisms suitable for X-ray diffraction were grown by slowly allowing the solvent to evaporate at 293 K. Analysis calculated for C 9 H 7 ClNNaO 2 S 2 (283.7 g/mol): C 38.10, H 2.49, N 4.94%; found 
Refinement
All H Atoms were positioned geometrically and treated as riding atoms (C-H = 0.93 Å), with U iso (H)=1.2 U eq (C) except H2A and H2B. The latter H atoms were located in a difference Fourier map and were refined with restrained geometry (Nardelli, 1999) . The O-H distance was restained to 0.85 (6)Å and H···H distances were restained to 1.365Å thus leading to an angle of 107 Å. 
Crystal data [Na(C 9 1.729 (9) O2-Na1 2.356 (7) C4-C5 1.326 (13) O2-Na1 i 2.411 (7) C4-N3 1.415 (10) O2-H2A 0.88 (5) C4-C6 1.495 (12) O2-H2B 0.89 (5) C5-S1 1.716 (10) S2-Na1 ii 2.958 (4) C5-H5 0.9300 S2-Na1 iii 2.961 (4) C6-C11 1.352 (12) S2-Na1 i 2.998 (4) C6-C7 1.420 (12) S2-Na1 3.001 (4) C7-C8 1.398 (13) Na1-O2 iv 2.411 (7) C7-H7 0.9300 Na1-S2 v 2.958 (4) C8-C9 1.359 (14) Na1-S2 vi 2.961 (4) C8-H8 0.9300 Na1-S2 iv 2.998 (4) C9-C10 1.389 (13) Na1-Na1 i 3.5780 (10) C9-Cl1 1.738 (9) Na1-Na1 iv 3.5780 (10) C10-C11 1.402 (12) Na1-Na1 vi 4.1680 (10) C10-H10 0.9300 Na1-Na1 iii 4.1680 (10) N3-C2-S2 127.2 (6) Na1 i -S2-Na1 73.23 (9) N3-C2-S1 110.3 (6) O2-Na1-O2 iv 162.1 (3) S2-C2-S1 122.5 (5) O2-Na1-S2 v 106.8 (2) C5-C4-N3 111.8 (9) O2 iv -Na1-S2 v 74.03 (18) C5-C4-C6 125.8 (8) O2-Na1-S2 vi 74.71 (19) N3-C4-C6 122.1 (7) O2 iv -Na1-S2 vi 87.46 (18) C4-C5-S1 112.5 (8) S2 v -Na1-S2 vi 91.06 (13) C4-C5-H5 123.8 O2-Na1-S2 iv 115.3 (2) S1-C5-H5 123.8 O2 iv -Na1-S2 iv 82.42 (17) C11-C6-C7 121.1 (8) S2 v -Na1-S2 iv 88.82 (11) C11-C6-C4 121.3 (8) S2 vi -Na1-S2 iv 169.51 (13) C7-C6-C4 117.6 (8) O2-Na1-S2 83.24 (19) C8-C7-C6 117.7 (9) O2 iv -Na1-S2 95.48 (18) C8-C7-H7 121.2 S2 v -Na1-S2 169.51 (13) C6-C7-H7 121.2 S2 vi -Na1-S2 88.70 (11) C9-C8-C7 120.4 (9) S2 iv -Na1-S2 89.52 (12) C9-C8-H8 119.8 O2-Na1-Na1 i 41.94 (16) C7-C8-H8 119.8 O2 iv -Na1-Na1 i 124.6 (2)
C8-C9-C10 121.9 (9) S2 v -Na1-Na1 i 133.11 (9) C8-C9-Cl1 120.4 (8) S2 vi -Na1-Na1 i 52.77 (9) C10-C9-Cl1 117.7 (9) S2 iv -Na1-Na1 i 132.39 (9) supplementary materials sup-6 C9-C10-C11 118.1 (10) S2-Na1-Na1 i 53.34 (9) C9-C10-H10 120.9 O2-Na1-Na1 iv 152.5 (2) C11-C10-H10 120.9 O2 iv -Na1-Na1 iv 40.77 (15) C6-C11-C10 120.7 (9) S2 v -Na1-Na1 iv 52.85 (8) C6-C11-H11 119.6 S2 vi -Na1-Na1 iv 119.08 (11) C10-C11-H11 119.7 S2 iv -Na1-Na1 iv 53.43 (8) O1-N3-C2 124.6 (7) S2-Na1-Na1 iv 118.65 (11) O1-N3-C4 121.1 (6) Na1 i -Na1-Na1 iv 165.3 (2) C2-N3-C4 114.2 (7) O2-Na1-Na1 vi 84.11 (18) Na1-O2-Na1 i 97.3 (2) O2 iv -Na1-Na1 vi 84.24 (18) Na1-O2-H2A 123 (6) S2 v -Na1-Na1 vi 45.98 (8) Na1 i -O2-H2A 97 (6) S2 vi -Na1-Na1 vi 46.04 (8) Na1-O2-H2B 134 (6) S2 iv -Na1-Na1 vi 134.80 (8) Na1 i -O2-H2B 96 (6) S2-Na1-Na1 vi 134.74 (8) H2A-O2-H2B 100 (6) Na1 i -Na1-Na1 vi 90.0 C5-S1-C2 91.0 (4) Na1 iv -Na1-Na1 vi 90.0 C2-S2-Na1 ii 117.9 (3) O2-Na1-Na1 iii 95.89 (18) C2-S2-Na1 iii 124.2 (3) O2 iv -Na1-Na1 iii 95.76 (18) Na1 ii -S2-Na1 iii 74.38 (9) S2 v -Na1-Na1 iii 134.02 (8) C2-S2-Na1 i 101.3 (3) S2 vi -Na1-Na1 iii 133.96 (8) Na1 ii -S2-Na1 i 88.82 (11) S2 iv -Na1-Na1 iii 45.20 (8) Hydrogen-bond geometry (Å, °) D-H···A D-H H···A D···A D-H···A O2-H2A···O1 i 0.88 (5) 1.80 (5) 2.675 (8) 175 (9) O2-H2A···N3 i 0.88 (5) 2.61 (6) 3.434 (9) 156 (8) O2-H2B···O1 vii 0.89 (5) 1.91 (6) 2.770 (8) 164 (9) Symmetry codes: (i) −x−1/2, y, z−1/2; (vii) −x−1/2, y+1, z−1/2. supplementary materials sup-8 
